Solvents and commercially available chemicals (supplied by Aldrich and Kemika) were purified by standard methods [1] or used as purchased. Toluene, acetonitrile (predried using 3 Å mol. sieves) and dichloromethane were dried over calcium hydride by heating under reflux, distilled and kept over 3 Å or 4 Å molecular sieves (sodium in the case of toluene) under an argon atmosphere. Chloroform was predried with calcium chloride, dried over calcium sulphate and kept over 4 Å molecular sieves. Methanol was absolutized according to the Lund-Bjerrum method using activated magnesium turnings to yield a "cake", followed by refluxing and distillation. Dry methanol was kept over 3 Å mol. sieves under an argon atmosphere.
General comments
Solvents and commercially available chemicals (supplied by Aldrich and Kemika) were purified by standard methods [1] or used as purchased. Toluene, acetonitrile (predried using 3 Å mol. sieves) and dichloromethane were dried over calcium hydride by heating under reflux, distilled and kept over 3 Å or 4 Å molecular sieves (sodium in the case of toluene) under an argon atmosphere. Chloroform was predried with calcium chloride, dried over calcium sulphate and kept over 4 Å molecular sieves. Methanol was absolutized according to the Lund-Bjerrum method using activated magnesium turnings to yield a "cake", followed by refluxing and distillation. Dry methanol was kept over 3 Å mol. sieves under an argon atmosphere.
TBD and DBN were used as received and handled under argon. DIPEA was freshly distilled over 4 Å molecular sieves and kept under an argon atmosphere over 4 Å mol. sieves in a dark bottle. The monosubstituted guanidines 3a-b were synthesized from benzotriazole-1-carboxamidinium tosylate and the corresponding amine according to the literature procedure. [2] Deprotonation of the guanidinium tosylate salts was accomplished with freshly prepared sodium methoxide solution and afforded neutral Details of data collection and crystal structure refinement are given in Table SM3 .
Selected bond distances and valence angles are listed in Table SM4 . Data collection was performed on Oxford Diffraction Xcalibur CCD diffractometer with graphitemonochromated Cu Kα radiation at 296 K using ω-scans at crystal to detector distance of 45 mm. Programs CrysAlis CCD and CrysAlis RED [3] were used for data collection, cell refinement and data reduction. The structures was solved by direct methods. Refinement procedure by full-matrix least squares methods based on F 2 values against all reflections included anisotropic displacement parameters for all non-H atoms. The positions of hydrogen atoms, bonded to carbon and nitrogen atoms, were geometrically optimized applying the riding model. Calculations were performed with SHELXS97 [4] and SHELXL97 [4] (both operating under WinGX [5] program package). The molecular graphics were done with PLATON98 [6] and Mercury. [7] Supplementary crystallographic data set for the structure C 18 H 32 Cl 1 N 7 is available through the Cambridge Structural Data base with the deposition number CCDC-995347. Copy of this information may be obtained free of charge from the director, CCDC, 12 Union Road, Cambridge, CB2 1EZ, UK (fax: +44 1223 336 033; e-mail: deposit@ccdc.cam.ac.uk or http://www.ccdc.cam.ac.uk).
The synthesis of Vilsmeier salt 2
Tetramethylurea 1 (240 µL, 0.233 g, 2.0 mmol) was dissolved in dry toluene (3.0 mL) under an argon atmosphere in a three-necked round bottom flask, equipped with a condenser and a dropping funnel, immersed in an ice bath. Then oxalyl chloride (280 µL, 0.410 g, 3.23 mmol) was carefully added via a syringe. The flask was immersed in an oil bath and the light green reaction mixture was gently heated with stirring for 2 hours at 60-65°C, resulting in the precipitation of colourless crystalline product. The mixture was allowed to cool to room temperature and the solvent was distilled off under reduced pressure using the apparatus shown in Figure SM1 . After the solvent was removed, dry acetonitrile (2.0 mL) was added under vacuum using a syringe and the solution was cooled in an ice bath. 
Reaction mixture work up
The solvent was removed in vacuuo, and the red-brown oil was dissolved in saturated aqueous sodium carbonate solution (5 mL) and then extracted with diethylether (3×5 mL). The aqueous layer was again evaporated to dryness, the remaining solid was suspended in dry dichloromethane and the precipitated Na 2 CO 3 was filtered off.
Dichloromethane was removed in vacuuo to afford a red-brown oil from which the product was precipitated out by trituration with ethylacetate. The crude product was separated by filtration and dried in air. 1, 50.7, 125.6, 127.6, 127.7, 142.9, 160.2 . 5, 44.8, 55.0, 113.6, 129.1, 131.1, 158.3, 161. 
Transesterification of vegetable oil
Purified vegetable oil (a mixture of sunflower, soybean and rapeseed oil), purchased from a supermarket, was used. According to Karl-Fischer titration analysis, the water content in the oil was found to be 0.0618% (wt%). Methanol was of pro analysis grade and was not dried before use (the specified max. water content 0.05 %). A screw-capped vial was charged with vegetable oil (4.0 g, 13.6 mmol) followed by a solution of the triguanide catalyst 4a (0.5, 1.0 or 2.0 mol%) in methanol (1.0 g, 1.27 mL, 31.2 mmol). The mixture was vigorously stirred at 70 ºC for 1 hour and then cooled down to room temperature to allow the two layers separate. The layer containing the fatty acid methyl esters was removed and excess methanol evaporated in vacuuo. The crude mixture was analysed by 1 H NMR spectroscopy to calculate the conversion percentage based on the ratio of the methoxy group signal at 3.68 ppm and the α-methylene group of the fatty acid esters at 2.30 ppm. [8] NMR spectra Figure SM2 .
1 H NMR spectrum (DMSO, 600 MHz) of triguanide salt (4aH)Cl. 
Gas phase and solution basicity calculations
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Absorption coefficient, µ, (mm (2) C3-N7-C18 120.20 (2) C17-N7-C18 114.91(2) Figure SM17 . An array of triguanide cations bridged by chloride anions in the crystal structure of (4aH)Cl. The interactions between ions are displayed as yellow dashed lines.
